. Representation of the dependence of the charge-separation (ln k CS ) and charge recombination (ln k CR ) rate constants on the donor-to-acceptor distances (r DA ) of all dyes in 5 nitrogen-saturated DMF (top) and on TiO 2 (bottom). The slopes represent the different β values for charge separation (red) and charge recombination (blue) of SD-1, SD-2, SD-3, SD-4 and SD-
5.
7 Figure S3 . Time-absorption profiles at 650 nm as extracted from the transient absorption spectra (λ exc = 480 nm) recorded at short delay times (< 3 ps) with time steps of 50 fs of all dyes in DMF (top), on 3 µm mesoporous Al 2 O 3 (middle) and on 3 µm mesoporous TiO 2 (bottom). The raw spectral data was corrected for the instrumental chirp function before exponential analysis of the cation signature formation. Exponential analysis gave an approximation of the charge separation and charge injection rate constants as provided in Table 1 . After cooling, the solution was poured into water (50 ml) and the crude product was extracted with dichloromethane (3x50 ml). The organic layer was dried over Na 2 SO 4 and the solvent was removed under reduced pressure. 
5-[4-[N,N-Bis[4-{2-(7-diethylaminocoumarin-3-yl)thiophen-5-yl}-ethen-3-ylphenyl]amino]phenyl]-2-thiophene carboxaldehyde (5).
To a solution of compound 1 (0.79 g, 2.43 mmol), compound 4 (0.61 g, 1.00 mmol) in DMF (10 ml) were added Pd(OAc) 2 (11 mg, 
3-[5-[4-[N,N-Bis[4-{2-(7-diethylaminocoumarin-3-yl)thiophen-5-yl}-ethen-3-ylphenyl]amino]phenyl]-thien-2-yl]-2-cyanoacrylic acid (SD-4). To a solution of compound 5
(0.30 g, 0.30 mmol) in chloroform (30 ml) were added cyanoacetic acid (0.26 g, 3.00 mmol), piperidine (0.1 ml, 1.01 mmol) and the mixture was refluxed for 16 h. After cooling, the solution was poured into water (50 ml) and the crude product was extracted with chloroform (3x50 ml).
The organic layer was dried over Na 2 SO 4 and the solvent was removed under reduced pressure.
The residue was chromatographed on silica gel with methanol/dichloromethane (1:10) to give pair compressor down to a duration of less than 60 fs (fwhm). Iris diaphragms were used to decrease the pulse energy down to a few micro joules for the pump and to less than 1 µJ for the probe beam. Transient spectra were measured using a white light continuum (WLC) for probing.
The nanosecond laser flash photolysis employed 7 ns pulses to excite the sample at λ = 480 nm and using a 30 Hz repetition rate. A Powerlite 7030 frequency-doubled Q-switched Nd:YAG laser (Continuum, Santa Clara, California, USA) served as a light source The laser beam output was expanded by a planoconcave lens to irradiate a large cross-section of the sample, whose surface was kept at a 40° angle to the excitation beam. The laser fluence on the sample was kept at a low level (40 µJ cm -2 per pulse) to ensure that, on average, less than one electron is injected per TiO 2 nano-particle on exposure to one laser pulse. The probe light, produced by a continuous wave xenon arc lamp, was first passed through a monochromator tuned at 750 and 900 nm, various optical elements, the sample, and then through a second monochromator, before being detected by a fast photomultiplier tube (Hamamatsu, R9110). 
